held at -45 °C and the spray gas was held at -50 °C. In source collision induced decomposition (ISCID) was achieved by increasing the DC potential between funnel 1 and funnel 2 in the double stage ion funnel transfer zone which leads to decomposition of dimeric ion moieties formed during the ionization process. The ISCID energy was held at 100 eV. The machine was calibrated prior to every experiment via direct infusion of the Agilent ESI-ToF low concentration tuning mixture, which provided an m/z range of singly charged peaks up to 2700 Da in both ion modes.
UV-vis spectral titrations for Mn
V (O)(TBP 8 Cz) + B(C 6 F 5 ) 3 . To a solution of Mn V (O)(TBP 8 Cz)
(5 µM) in CH 2 Cl 2 (6 mL) was added 0.1 -3.0 equiv of B(C 6 F 5 ) 3 Figure S1 . This curve could be well fit by a 1:1 binding model , eq 1 -4:
The best fit of the plot in Figure S1 gives K a = 2.03 (±0.5) x 10 7 M -1 . appeared to be first-order up to 5 half-lives, and were well fit by the first-order expression shown in eq 5:
Reaction of Mn
where Abs t = absorbance at time t, Abs f = final absorbance, Abs 0 = initial absorbance, and k obs is the pseudo-first-order rate constant ( Figure S9 ). A plot of k obs versus concentration of phenol was found to be linear, and the slope of the best-fit line gave k 2 , the second-order rate constant ( Figure S9 -S11). 3 complex was compared to that of the TMS peak in the inner tube containing only the TMS standard ( Figure S7 ). The effective spin-only magnetic moment was calculated by a simplified Evans method analysis 3 according to Eq. 6:
Evans method measurement. To an amount of Mn
!"" = 0.0618
where f is the oscillator frequency (MHz) of the superconducting spectrometer, T is the 3 , and showed no shift in the standard TMS peak ( Figure S8 ). 
Cryospray Ionization Mass Spectrometry (CSIMS)
.
